ESI-MS was performed using an LTQ orbitrap velos pro mass spectrometer (ThermoFisher Scientific) equipped with an atmospheric pressure ionization source operating in the nebulizer assisted electro spray mode. The instrument was calibrated in the m/z range 220-2000 using a standard solution containing caffeine, MRFA and Ultramark 1621. A constant spray voltage of 5 kV was used and nitrogen at a dimensionless sheath gas flow-rate of 7 was applied.
Capillary temperature was set to 275°C. A mixture of THF and methanol (THF:MeOH = 3:2), all HPLC grade, were used as solvent. Spectra were analyzed in Thermo Xcalibur Qual Browser software.
Purification of oligomer mixtures was performed via flash column chromatography
performed on a Büchi sepacore system equipped with GRACE Resolve normal phase silica cartridges (40 gram). Flash column chromatography was discussed in more detail in section 6.
Synthesis Procedures

Synthesis of CPE-TTC RAFT agent
Ethanethiol (4.71 g, 75.99 mmol) was added over 10 min to a stirred suspension of sodium hydride (60 wt % in oil, 3.15 g, 78.7 mmol) in diethyl ether (150 mL) while the reaction was cooled in an ice-bath. The gray sodium hydride was converted to a thick white slurry of sodium thiododecylate. Carbon disulfide (6.0 g, 78.9 mmol) was added. The resulting thick yellow precipitate was isolated by filtration to give sodium dodecyl trithiocarbonate in quantitative yield.
Iodine (6.3 g, 0.025 mol) was added portionwise to a suspension of sodium dodecyl trithiocarbonate (14.6 g, 0.049 mol) in diethyl ether (100 mL). The resultant mixture was then stirred at room temperature for 1 h when the white sodium iodide which settled was removed by filtration. The yellow-brown filtrate was washed with aqueous sodium thiosulfate, to remove excess iodine, and water, dried over sodium sulfate and evaporated to leave a residue of bis(ethylsulfanylthiocarbonyl) disulfide.
A solution of AIBN (4.93 g, 0.03 mol) and bis(ethylsulfanylthiocarbonyl)disulfide (5.5 g, 0.020 mol) in ethyl acetate (100 mL) was heated at 70 °C overnight. After evaporation of the volatiles, the crude mixture was purified by silica column chromatography with petroleum ether:ethyl acetate (49:1) as eluent to obtain CPE-TTC as orange liquid (7.2 g, 88% yield). 1 H NMR (CDCl3, ppm): 1.35 (t, 3H, CH3CH2); 1.28 (s, 6H, (CH3)2CCN); 3.33 (q, 2H, CH3CH2S).
13
C NMR (CDCl3, ppm): 218.2, 121.0, 43.0, 31.9, 27.7, 
General synthesis procedure for RAFT polymerizations
In a typical procedure the acrylate monomer, 1,1'-azobis(isobutyronitrile) (AIBN), 2-cyano-2-propyl ethyl trithiocarbonate (CPE-TTC) and butyl acetate as a reaction solvent were added into a glass vial together with a magnetic stirring bar. The glass vial was sealed by a rubber septa. The solution was degassed for 15 min by N2 purging, and subsequently inserted into the glovebox with inert atmosphere. The reaction mixture was heated in a copper heat block and quenched by cooling in liquid nitrogen. After evaporation of the volatiles (monomer and solvent) the reaction mixture was analyzed by ESI-MS to observe oligomer distribution and endgroups before purification with flash column chromatography. Isolated oligomers were analyzed by ESI-MS. ESI-MS spectra are included and discussed in section 4.
Synthesis of α-[EHA]1-ω macroRAFT agent (1)
Synthesis of macroRAFT is performed according to general procedure discussed above. 13.17 mmol (2.24 g, 1 equiv.) of the monomer EHA, 0.61 mmol (0.1 g, 0.05 equiv.) of AIBN, 12.17 mmol (2.5 g, 1 equiv.) of CPE-TTC RAFT agent and 2.5 mL of butyl acetate were added into a glass vial. The mixture was reacted at 100 °C for 30 min. ESI-MS: [412.140] Na+ .
Synthesis of α-[EHA]1-[nBA]1-ω macroRAFT agent (2)
Synthesis of macroRAFT is performed according to general procedure discussed above. 
Synthesis of α-[EHA]1-[nBA]1-[MA]6-[EA]2-ω macroRAFT agent (4)
Synthesis of α-[EHA]1-[nBA]1-[MA]6-[EA]2-S-S-[EA]2-[MA]6-[nBA]1-[EHA]2-α 20-mer (5)
MacroRAFT 4 [EHA]1-ω) and higher insertions (2 and 3 nBA insertions) were also isolated and purified in this step but not utilized further in this manuscript. Only two are observed for which indicates a linear macroRAFT structure. 
ESI-MS analysis
α-[EHA]1-[nBA]1-[MA]6-[EA]2-S-S-[EA]2-[MA]6-[nBA]1-[EHA]1-α 20-mer
